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WHAT IS CLAIMED IS; 

^ 1. A\ semiconductor element comprising a 
semiconductor junction composed of silicon-based 
films, wherein at least one of the silicon-based 
films contains a microcrystal, and an orientation 
property of th^ microcrystal in the silicon-based 
film containing\ the microcrystal changes in a film 
thickness direction of the silicon-based film 
containing the mAcrocrys tal . 

2. The semiconductor element according to claim 

1, wherein the semiconductor element is a 
photovoltaic element\ including at least one pin type 
semiconductor junctio\i having a semiconductor layer 
exhibiting a first corifiuctivity type, i-type 
semiconductor layers, a^nd a semiconductor layer 
exhibiting a second conductivity type, the layers 
being mainly composed of \silicon atoms and 
sequentially stacked on a\substrate, wherein at least 
one of the i-type semiconductor layers includes a 
silicon-based film containing a microcrystal, and 
wherein the orientation property of the microcrystal 
in the silicon-based film is dhanged in the film 
thickness direction of the sil Acon-based film. 

3. The semiconductor elemeVit according to claim 

2, wherein an amorphous silicon l^yer is arranged 
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between irhe silicon-based film containing the 
microcrystaJ- and the semiconductor layer exhibiting 
the first or\ second conductivity type which is 
arranged on aXlight incidence side relative to the 
silicon-based f\ilm. 



4 . The semiconductor element according to claim 
3, wherein the amqrphous silicon layer has a film 
thickness of 30 nm\pr less. 

5. The semiconductor element according to claim 
1, wherein the orientation property of the 
microcrystal changes sc\ that the ratio of the 
diffraction intensity oAa (220) face of the 
microcrystal, which is measured with X rays or 
electron rays, to the total diffraction intensity 
changes in the film thickness direction of the 
silicon-based film. \ 

6. The semiconductor element according to claim 
5, wherein the orientation property of the 
microcrystal changes so that the Vatio of the 
diffraction intensity of the (220) \f ace of the 
microcrystal in the silicon-based film containing the 
microcrystal, which is measured with\x rays or 
electron rays, to the total diffraction intensity is 
relatively low in an initial stage of film formation. 
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7 A The semiconductor element according to claim 
1, whereA the orientation property of the 
microcrystai changes continuously. 
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8, The Semiconductor element according to claim 
1, wherein the s\ilicon-based film containing the 
microcrystal includes a region in which the 
diffraction intensity of the (220) face of the 
microcrystal, which\is measured with X rays or 
electron rays, occupies 80% or more of the total 
diffraction intensity . 

9. The semiconducl^pr element according to claim 
1, wherein in the silicon\based film containing the 
microcrystal, the microcrystal which is 
preferentially oriented alonNa a (220) face is shaped 
in a column extending in a vertical direction 
relative to the substrate. 
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v 10. The semiconductor element according to 
claj.ni 1, wherein a microcrystal located in an 
interface region of the silicon-bas®d film containing 
the microcrystal is preferentially oriented along the 
(100) face. 

11. The semiconductor element according to 
claim 10, -wherein the microcrystal located in the 
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interface region is shaped in substantially a sphere. 

12 . TheS, semiconductor element according to 
claim 10 or ll\ wherein a film thickness of the 
interface regioruis set to 1.0 nm or more and 20 nm 
or less. \ 

13. The semiconductor element according to 
claim 1, wherein the silicon-based film containing 
the microcrystal contains at least one kind of oxygen 
atoms, carbon atoms and\nitrogen atoms, and the total 
amount of the atoms is l\5 x 10 18 atoms/cm 3 or more 
and 5.0 x 10 19 atoms/cm 3 oi less. 

14. The semiconductors element according to 
claim 1, wherein the siliconVbased film containing 
the microcrystal contains l.o\x 10 19 atoms/cm 3 or more 
and 2 . 5 x 10 20 atoms/cm 3 or lesA of fluorine atoms. 

15. The semiconductor element according to 
claim 1, wherein the silicon-based film containing 
the microcrystal is formed by introducing a source 
gas containing at least one of a hydrogenated silicon 
gas and a fluorinated silicon gas, and hydrogen into 
a vacuum vessel, introducing high frequency into a 
high frequency introducing section in tdie vacuum 
vessel, and forming a silicon-based film on a 



substrate introduced into the vacuum vessel by a high 
frequencV plasma CVD process. 

16. T\he semiconductor element according to 
claim 15, wherein during the process of forming the 
silicon-based\f ilm containing the microcrystal, the 
flow rate rati® of the source gas is varied. 

17. The semiconductor element according to 
claim 15, whereiA during the process of forming the 
silicon-based film containing the microcrystal, the 
source gas is introduced into the vacuum vessel using 
a plurality of gas introducing sections, and the 
source gas flowing through at least one of the 
plurality of gas introducing sections has a flow rate 
ratio different from tfoat in the other gas 
introducing sections . \ 

18. The semiconductor element according to 
claim 15, wherein the higli frequency is set to 10 MHz 
or more and 10 GHz or less A 

19. The semiconductor element according to 
claim 18, wherein the high frequency is set to 20 MHz 
or more and 300 MHz or less. \ 

20. The semiconductor element according to 
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claim 15, wherein a distance between the high 
frequency introducing section and the substrate is 
set to 3 mm or more and 3-0 mm or less. 

21. The Semiconductor element according to 
claj-m 15, wherein a pressure under which the silicon- 
based film containing the microcrystal is formed is 
set to 100 Pa (0.\75 Torr) or more and 5, 000 Pa (37.5 
Torr) or less. 

22. The semiconductor element according to 
claim 15, wherein a ^residence time of the source gas 
during the formation \of the silicon-based film 
containing the microcrystal is set to 0.01 second or 
more and 10 seconds or\less. 

23. The semiconductor element according to 
claim 22, wherein the residence time of the source 
gas during the formation oS the silicon-based film 
containing the microcrystal\is set to 0.1 second or 
more and 3 seconds or less 



w 24. A semiconductor elemfent comprising a 
semiconductor junction composedVof silicon-based 
films, at least one of the silicon-based films 
containing a microcrystal, whereih the silicon-based 
film containing the microcrystal is formed by 
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introducing )a source gas containing at least one of a 
hydrogenated silicon gas and a fluorinated silicon 
gas, and hydrouen into a vacuum vessel , introducing 
high frequency Vnto a high frequency introducing 
section in the vacuum vessel, and forming a silicon- 
based film on a substrate introduced into the vacuum 
vessel by using a \high frequency plasma process, 
wherein heating means for the substrate is arranged 
opposite a surface pf the substrate on which the 
silicon-based film containing the microcrystal is 
formed, and wherein an output of the heating means 
decreases as the silicon-based film containing the 
microcrystal is formecL 

^25. A method of farming a silicon-based film 
containing a microcrystal, comprising: forming the 
film so that the orientation property of the 
microcrystal changes in a film thickness direction of 
the silicon-based film containing the microcrystal. 

26. The silicon-based mlm forming method 
according to claim 25, whereim the orientation 
property of the microcrystal changes so that the 
ratio of the diffraction intensity of a (220) face of 
the microcrystal, which is measured with X rays or 
electron rays to the total diffraction intensity 
changes in the film thickness direction of the 



- 126 - 



silicon-Vbased film. 

27 . Vhe silicon-based film forming method 
according t& claim 26, wherein the orientation 
property of khe microcrystal changes so that the 
ratio of the diffraction intensity of the (220) face 
of the microcrystal in the silicon-based film 
containing the microcrystal, which is measured with 
X rays or electron rays, to the total diffraction 
intensity is relatively low in an initial stage of 
film formation. \ 

28. The silicon-based film forming method 
according to claim 2b, wherein the orientation 
property of the microcrystal changes continuously. 

29. The silicon-Aased film forming method 
according to claim 25, wherein the silicon-based film 
containing the microcrystal includes a region in 
which the diffraction intensity of the (220) face of 
the microcrystal, which is measured with X rays or 
electron rays, occupies 80% &r more of the total 
diffraction intensity. \ 

30. The silicon-based film forming method 
according to claim 25, wherein iA the silicon-based 
film containing the microcrystal, \fche microcrystal 
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which Is preferentially oriented along a (110) face 
is shaped in a column extending in a vertical 
direction^ -relative to the substrate. 

31 • Tn^ silicon-based film forming method 
according to claim 25, wherein the microcrystal 
located in an Ynterface region of the silicon-based 
film containing\ the microcrystal is preferentially 
oriented along trie (100) face. 

32. The silAcon-based film forming method 
according to claim y5, wherein the microcrystal 
located in the interface region is shaped in 
substantially a sphere. 

33. The silicon-based film forming method 
according to claim 31 on 32, wherein a film thickness 
of the interface region As set to 1.0 nm or more and 
20 nm or less . \ 

34. The silicon-based\ f ilm forming method 
according to claim 25, wherein the silicon-based film 
containing the microcrystal contains at least one 
kind of oxygen atoms, carbon ? Atoms and nitrogen atoms, 
and the total amount of the atoTris is 1.5 x 10 18 
atoms/cm 3 or more and 5.0 x 10 19 Woms/cm 3 or less. 
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Js5. The silicon-based film forming method 
according to claim 25, wherein the silicon-based film 
containing^ the microcrystal contains 1.0 x 10 19 
atoms/cm 3 o\ more and 2.5 x 10 20 atoms/cm 3 or less of 
fluorine atoms. 

36. The Bilicon-based film forming method 
according to claim 25, wherein the silicon-based film 
containing the microcrystal is formed by introducing 
source gas containing at least one of a hydrogenated 
silicon gas and a nluorinated silicon gas, and 
hydrogen into a vacuum vessel, introducing high 
frequency into a high\ frequency introducing section 
in the vacuum vessel, and forming a silicon-based 
film on a substrate introduced into the vacuum vessel 
by a high frequency plasma CVD process. 

37. The silicon-based film forming method 
according to claim 36, wherain during the process of 
forming the silicon-based fiJtfn containing the. 
microcrystal, the flow rate ratio of the source gas 
is varied. \ 

38. The silicon-based f ilm Vforming method 
according to claim 36, wherein the\ source gas is 
introduced into the vacuum vessel ueing a plurality 
of gas introducing sections, and they source gas 
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flowing through at least one of the plurality of gas 
introducing sections has a flow rate ratio different 
from that in the other gas introducing sections. 

39. The si Aicon-based film forming method 
according to claim 36, wherein the high frequency is 
set to 10 MHz or mtore and 10 GHz or less. 

40. The silicon-based film forming method 
according to claim. 39 , wherein the high frequency is 
set to 20 MHz or mora and 300 MHz or less. 

41. The siliconAbased film forming method 
according to claim 36, Wherein the distance between 
the high frequency introducing section and the 
substrate is set to 3 mm\or more and 30 mm or less. 

42. The silicon-based film forming method 
according to claim 36, wherain a pressure under which 
the silicon-based film containing the microcrystal is 
formed is set to 100 Pa (0.75 Torr) or more and 5,000 
Pa (37.5 Torr) or less. \ 

43. The silicon-based film forming method 
according to claim 36, wherein a residence time of 
the source gas during the formation of the silicon- 
based film containing the microcifystal is set to 0.01 



m 
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second orYmore and 10 seconds or less. 

44. ThV silicon-based film forming method 
according to c\aim 43, wherein the residence time of 
the source gas airing the formation of the silicon- 
based film containing the microcrystal is set to 0.1 
second or more ancn 3 seconds or less. 

V 45. A method of forming a silicon-based film 
containing a microcrystal, comprising: introducing 
source gas containing at least one of a hydrogenated 
silicon gas and a f lucxrinated silicon gas, and 
hydrogen into a vacuum Vessel, introducing high 
frequency into a high frequency introducing section 
in the vacuum vessel, and using a high frequency 
plasma process to form a silicon-based film on a 
substrate introduced into tthe vacuum vessel, wherein 
heating means for the substrate is arranged opposite 
a surface of the substrate on which the silicon-based 
film containing the microcrysttal is formed, and an 
output of the heating means decreases as the silicon- 
based film containing the microcrystal is formed. 

v 46. A semiconductor elemeAt comprising a 
semiconductor junction composed <y£ silicon-based 
films, wherein at least one of the\ silicon-based 
films contains a microcrystal, and \a microcrystal 



located in at least one interface region of the 
silicoiV-based films containing the microcrystal has 
no orientation property. 



47. The semiconductor element according to 
claim 46, wherein the semiconductor element includes 
at least one\pin type semiconductor junction having a 
semiconductoruayer exhibiting a first conductivity 
type, i-type semiconductor layers, and a 
semiconductor layer exhibiting a second conductivity 
type, the layers\being mainly composed of silicon 
atoms and sequentially stacked on a substrate. 

48. The semiconductor element according to 
claim 47, wherein am amorphous silicon layer is 
arranged between the ^ilicon-based film containing 
the microcrystal and uJie semiconductor layer 
exhibiting the first on second conductivity type 
which is arranged on a light incidence side relative 
to the silicon-based film. 

49. The semiconductor element according to 
claim 48, wherein the amorpnous silicon layer has a 
film thickness of 30 nm or less. 

. 50. The semiconductor eAement according to 
claim 4 6, wherein in the silicoVi-based film 
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containing the microcrystal , the ratio of the 
diffraction intensity of a (220) face of the 
microcrystal except for a non-orientation property 
region, whieh is measured with X rays or electron 
rays, to the\total diffraction intensity changes in a 
film thickness direction of the silicon-based film. 

51 . The semiconductor element according to 
claim 1, whereirA the orientation property of the 
microcrystal located in the interface region is such 
that when measured\with X rays or electron rays, 
three diffraction fkces (111), (220), and (311) 
arranged in this ordeV from the small angle side have 
such diffraction intensities that when the (111) face 
has a diffraction intensity of 1, the (220) face has 
a diffraction intensity ®f 0.50 or more and 0.60 or 
less, whereas the (311) face has a diffraction 
intensity of 0.25 or more And 0.35 or less. 

52. The semiconductor element according to 
claim 50, wherein the ratio of\the diffraction 
intensity of the (220) face of the microcrystal in 
the silicon-based film containing the microcrystal, 
which is measured with X rays or electron rays, to 
the total diffraction intensity is\ relatively low in 
an initial stage of film formation. \ 



53. NThe semiconductor element according to 
claim 50, whVrein the orientation property of the 
microerystal changes continuously. 

54. The semiconductor element according to 
claim 46, wherein Vhe silicon-based film containing 
the microerystal includes a region in which the 
diffraction intensity of the (220) face of the 
microerystal, which is measured with X rays or 
electron rays, occupies 80% or more of the total 
diffraction intensity. \ 

55. The semiconductor element according to 
claim 46, wherein in the ^Llicon-based film 
containing the microcrysta]V a microerystal which is 
preferentially oriented alonb the (220) face is 
shaped in a column extending Yin a vertical direction 
relative to the substrate. \ 

56.. The semiconductor element according to 
claim 46, wherein the microcrystAl located in the 
interface region is shaped in substantially a sphere. 

.57. The semiconductor element\ according to 
claim 46, wherein a film thickness of the interface 
region is set to 1.0 nm or more and 2y nm or less. 
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58. \ The semiconductor element according to 
claim 46, wherein the silicon-based film containing 
the microcryVtal contains at least one kind of oxygen 
atoms, carbon\atoms and nitrogen atoms, and the total 
amount of the attorns is 1.5 x 10 18 atoms/cm 3 or more 
and 5.0 x 10 19 a4oms/cm J or less. 



59. The semiconductor element according to 
claim 46, wherein \the silicon-based film containing 
10 the microcrystal cdfitains 1.0 x 10 19 atoms/cm 3 or more 
and 2 . 5 x 10 20 atoms Xcm 3 or less of fluorine atoms 



W 



60. The semiconductor element according to 
claim 46, wherein the ^Llicon-based film containing 
15 the microcrystal is forrAed by introducing a source 

gas containing at least one of a hydrogenated silicon 
gas and a fluorinated silicon gas, and hydrogen into 
a vacuum vessel, introducing high frequency into a 
high frequency introducing section in the vacuum 
20 vessel, and forming a siliconVbased film on a 

substrate introduced into the \acuum vessel by a high 
frequency plasma CVD process 



61. The semiconductor element according to 
25 claim 60, wherein during the process of forming the 
silicon-based film containing the microcrystal, the 
flow rate ratio of the source gas is\varied. 
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The semiconductor element according to 
claim 60\ wherein the source gas is introduced into 
the va cuumXve s s e 1 using a plurality of gas 
introducing sections, and the source gas flowing 
5 through at lea^st one of the plurality of gas 

introducing sections has a flow rate ratio different 
from that in the pther gas introducing sections. 

63. The semiconductor element according to 
10 claim 60 , wherein thfe high frequency is set to 10 MHz 

or more and 10 GHz or\less 

64. The semiconductor element according to 
claim 63, wherein the higrh frequency is set to 20 MHz 

15 or more and 300 MHz or leas. 

65. The semiconductor \element according to 
claim 60, wherein a distance between the high 
frequency introducing section ^nd the substrate is 

20 set to 3 mm or more and 30 mm o\ less 
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66. The semiconductor elemebt according to 
claim 60, wherein a pressure under\which the silicon- 
based film containing the microcrys Aal is set to 
formed is 100 Pa (0.75 Torr) or more V nd 5,000 Pa 
(37.5 Torr) or less. 
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67 . The semiconductor element according to 
claim\60, wherein a residence time of the source gas 
-during toie formation of the silicon-based film 
containing the microcrystal is set to 0.01 second or 
more and 10 seconds or less. 
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68. The semiconductor element according to 
claim 67, wherein the residence time of the source 
gas during the formation of the silicon-based film 

10 containing the microcrystal is 0.1 second or more and 
3 seconds or less 

69. The semiconductor element according to 
claim 60, wherein heading means used for the 

15 substrate in forming tl\e silicon-based film 

containing the microcrysVal is arranged opposite a 
surface of the substrate ©n which the silicon-based 
film containing the microcWstal is formed, and an 
output of the heating means \iecreases as the silicon- 

20 based film containing the micVrocrystal is formed. 
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70. A method of forming a\ silicon-based film 
containing a microcrystal, wherein a microcrystal 
located in at least one interface \region of the 
silicon-based films containing the \ni cr ocrystal has 
no orientation property. 
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'1. The silicon-based film forming method 
according to claim 70, wherein in the silicon-based 
film containing, the microcrystal, the ratio of the 
diffractidn intensity of a (220) face of the 
microcrystal except for the non-orientation property 
region, which is measured with X rays or electron 
rays, to the \otal diffraction intensity changes in a 
film thickness\direction of • the silicon-based film. 

72. The siVLicon-based film forming method 
according to claim 70, wherein the orientation 
property of the mivcrocrystal located in the interface 
region is such than when measured with X rays or 
electron rays, three diffraction faces (111), (220), 
and (311) arranged in this order from the, small angle 
side have such diffraation intensities that when the 
(111) face has a diffraction intensity of 1, the 
(220) face has a diffraction intensity of 0.50 or 

more and 0.60 or less, whereas the (311) face has a 
diffraction intensity of 0\25 or more and 0.35 or 
less . 

73. The silicon-based fi]\ri forming method 
according to claim 71, wherein tnye ratio of the 
diffraction intensity of the (220)\face of the 
microcrystal in the silicon-based f\lm containing the 
microcrystal, which is measured with\X rays or 
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electron rays, to the total diffraction intensity is 
made relatively low in an initial stage of film 
format iorvV 

74. The silicon-based film forming method 
according to cVaim 70, wherein the orientation 
property of the\microcrystal changes continuously. 

75. The silicon-based film forming method 
according to claim yO, wherein the silicon-based film 
containing the micrc^crystal includes a region in 
which the dif f ractionXintensity of the (220) face of 
the microcrystal, whicl\ is measured with X rays or 
electron rays occupies 8<D% or more of the total 
diffraction intensity. \ 

76. The silicon-based Vilm forming method 
according to claim 70, wherein in the silicon-based 
film containing the microcrystal, a microcrystal 
which is preferentially oriented along the (220) face 
is shaped in a column extending vn a vertical 
direction relative to the substrata. 

77. The silicon-based film f orbing method 
according to claim 70, wherein the microcrystal 
located in the interface region is shaded in 
substantially a sphere. \ 



78. The silicon-based film forming method 
accoVding to claim 70, wherein a film thickness of 
the interface region is set to 1.0 nm or more and 20 
nm or le^s . 

79. The silicon-based film forming method 
according to. claim 70, wherein the silicon-based film 
containing the microcrystal contains at least one 
kind of oxygei^ atoms, carbon atoms and nitrogen atoms, 
and the total Amount of the atoms is set to 1.5 x 10 18 
atoms/cm 3 or morfe and 5.0 x 10 19 atoms/cm 3 or less. 

80. The sili\con-based film forming method 
according to claim \o, wherein the silicon-based film 
containing the microcVystal contains 1.0 x 10 19 
atoms/cm 3 or more and 2\. 5 x 10 20 atoms/cm 3 or less of 
fluorine atoms 

81. The silicon-base^ film forming method 
according to claim 70, wherein the silicon-based film 
containing the microcrystal isi formed by introducing 
source gas containing at least Vne of a hydrogenated 
silicon gas and a fluorinated siMcon gas, and 
hydrogen into a vacuum vessel, introducing high 
frequency into a high frequency introducing section 
in the vacuum vessel, and forming a silicon-based 
film on a substrate introduced into tire vacuum vessel 
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by a mj.gh frequency plasma CVD process. 

82. \Fhe silicon-based film forming method 
according ta claim 81, wherein during the process of 
forming the siNlicon-based film containing the 
microcrystal, the flow rate ratio of the source gas 
is varied. 

83. The silicon-based film forming method 
according to claim wherein the source gas is 
introduced into the vacuum vessel using a plurality 
of gas introducing sections, and the source gas 
flowing through at leasV one of the plurality of gas 
introducing sections has\a flow rate ratio different 
from that in the other gas introducing sections. 

84. The silicon-basedX f ilm forming method 
according to claim 81, wherein the high frequency is 
set to 10 MHz or more and 10 SHz or less. 

85. The silicon-based filVn forming method 
according to claim 84, wherein tVie high frequency is 
set to 20 MHz or more and 300 MHa or less. 



25 86. The silicon-based film f Arming method 

according to claim 81, wherein a distance between the 
high frequency introducing section and the substrate 



is sat to 3 mm or more and 30 mm or less. 



-87V The silicon-based film forming method 
according\to claim 81, wherein a pressure under which 
the silicon-based film containing the microcrystal is 
formed is set to 100 Pa (0.75 Torr) or more and 5,000 

Pa (37.5 Torr) or less. 

\ 

88. The silicon-based film forming method 
according to claim 81, wherein a residence time of 
the source gas dmring the formation of the silicon- 
based film containing the microcrystal is set to 0.01 
second or more and\l0 seconds or less. 

89. The silicoV-based film forming method 
according to claim 88, \ wherein the residence time of 
the source gas during tine formation of the silicon- 
based film containing th^ microcrystal is set to 0.1 
second or more and 3 secoirds or less. 

90. The silicon-based iLLlm forming method 
according to claim 81, wherein\ heating means for the 
substrate in forming the silicoV-based film 
containing the microcrystal is arranged opposite a 
surface of the substrate on which Vhe silicon-based 
film containing the microcrystal is\formed, and an 
output of the heating means decreases as the silicon- 
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based film containing the microcrystal is formed. 




